All materials, solvents and reagents were used as received from commercial suppliers (SigmaAldrich, Fisher Scientific, Alfa Aesar) without further purification. (1 x ). As side product, plate-like crystals of the tris(bpy)zinc complex [Zn(bpy) 3 ]X 2 were also obtained (this structure is similar to the structures with CSD codes VADPUM, RUYYIU, NEMPAW and EGOVEB). Needle crystals of 1 x were also obtained by evaporation of solutions obtained by mixing the MeCN solution of bpy with an equivalent solution of ZnCl 2 and ZnBr 2 in DMSO with ZnCl 2 -to-ZnBr 2 ratios 1:9, 1:4, 3:7 2:3, 1:1. 3:2, 7:3, 4:1 and 9:1. We note that MeCN/DMSO mixtures produce larger crystals.
heated to 320 K, respectively, for another data collection and structure refinement. For some crystals the variation of the unit cell was also monitored during the heating/cooling. The sample 1 0.5 was heated to 360 K for approximately 10 minutes before it was cooled to 320 K to facilitate the phase transition. The structures were solved with direct methods and refined against |F 2 | with the Shelxl software. [1] In the structure refinement the coordinates and the thermal displacement parameters of chloride and bromide were constrained to be the same. All hydrogen atoms were fixed to the idealized riding positions. For each crystal, the relative halide content was determined by refining the atomic occupancy against the intensity of the diffraction peaks. Figure S1 . Optical photographs of the mixed crystallization products at different halide ratios.
X-ray powder diffraction (XRPD)
. XRPD patterns of the product obtained by grinding were measured at room temperature on a zero-background silicon plate with a PANalytical Empyrean diffractomer using CuKα radiation. XRPD patterns of the products of crystallization from solution were recorded on a Bruker APEX Duo equipped with an Oxford Cryosystems Cobra cryosystem.
Crystals were ground on a glass slide in cryo-oil and mounted on a 200 µm loop. Two 240 seconds images were taken at 320, 290, 260, 230 and 200 K with a detector distance of 15 cm. The powder diffraction patterns from the images were integrated using XRD 2 Eval in the Apex2 program suite. [2] Thermal analysis. Hot-stage microscopy experiments were carried out on single crystals whose structure had previously been determined by X-ray diffraction, on a Linkam THMS600-PS stage cooled with liquid nitrogen on a Linkam Imaging station. DSC thermograms were measured on single crystals whose structure had previously been determined by XRD, on a TA DSC Q2000 with a TA refrigerated cooling system. The heating/cooling rate was 10 °C/min. Crystal system, space group 
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